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This thesis studies the influence of the sulphonyr group in
unsaturated sulphones on the activity of the carbon-carbon double
bond with respect to three fundamental reactions.
Firstly the bromination of a methylene group next to the double
bond was tested by means of bromosuccinimide. A number of
olephinic sulphones were examined, viz. p-butadienesulphone,
a-butadienesulphone, isoprenesulphone, benzylallylsulphot", b"rr-
zylmethallylsulphone and diallylsulphone. None of these com-
pounds reacted with bromosuccinimide in carbon tetrachloride as
solvent. Irradiation with u.v. light and addition of peroxides were
without effect.
'When, 
on the other hand, diallylsulphide was brought into
contact with bromosuccinimide, immediately a violent reaction
set in, bromine being substituted for a hydrogene atom.
The activating action of the double bond on the neighbouring
methylene group (allylic activation) was obviously inhibited or
hindered by the sulphonyl group.
Treatment of unsaturated sulphones with bromosuccinimide in
the presence of a hydroxyl compound XoH resulted in addition
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In this way addition of HoBr and of cHrcoBr on B-unsaturated
sulphones took place with good vields.
Next the behaviour of some unsaturated cyclic sulphones towards
diazomethane was investigated. Neither the d- nor the p-unsaturated
sulphones was able to add diazomethane.
If, however, the sulphone contained two conjugated double
bonds, as in the case of the thiophenesurphones, one molecure of
diazomethane was easily added, a pyrazoline being formed.
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It is not necessary that both double bonds form part of the cycle,
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All the pyrazolines obtained could be transformed by heating
into cyclopropane derivatives. The decomposition probably took
place through a free radical mechanism.
When heated with concentrated sulphuric acid, benzylallylsul-
phone underwent a cyclisation:
The additio:
a-unsaturated
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In order to study this isomerisation in detail, the influence of
substituents in the benzene nucleus was examined.
The presence of nitro groups in the benzene ring hindered the
electrophilic substitution, on which the cyclo-isomerisation depends.
o- and p-Nitrobenzylallylsulphone could be cyclised from 95oC
upward, whilst polymerisation predominates in the case of m-nitro-
benzylallylsulphone. Cyclo-isomerisation of the unsubstituted
benzylallylsulphone began at 50' C.
Treatment of methylbenzylallylsulphones \{rith concentrated
sulphuric acid gave mainly sulphonation. Means were therefore
sought to suppress the sulphonation and to promote at the same
time, the isomerisation. BF, seemed to meet these requirements.
By means of sulphuric acid, containing l0-I5 o/o of BFr, benzyl-
allylsulphone could be cyclised even at room temperature. When
this method was used, it was also possible to realise ring closure
as well with o- as with m-methylbenzylallylsulphone.
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The addition of a proton, required for the cyclisation, to an
a-unsaturated sulphone, met with greater difficulties than in the
case of its B-unsaturated isomer. Therefore in general the ring
closure of the a-unsaturated sulphones will only start at higher
temperatures. fn these circumstances sulphonation and oxidation
are usually preponderant.
As the formation of five- and six-membered ring systems pro-
ceeds in general very easily, phenylallylsulphone was also treated
with sulphuric acid. In spite of the disactivating influence of the
sulphonyl group, it was still possible to obtain ring closure.
ïntroduction of a nitro group in the benzene nucleus (p-nitro-
phenylallylsulphone) rendered the molecule unfit for cyclo-isomeri-
sation.
cH, cH,
l\, [*, + l\,-L"
t i l t  t i l l
l,/\,rt"' \,i\r""'
SO, SO,
